24 h in the dark to allow the equilibration of the complexation reaction. All additions were 7 prepared and analyses were performed on a laminar flow, class 100 filtered air, clean bench.
8
All plastic lab ware was kept in 5 % HNO 3 at least 24 h and rinsed 5 times with deionised 9 water (MQ, Millipore) before use.
10
The peak height of each voltammogram was measured, and they were transformed to 
where a = (-Cu T +L+1/K'), and Cu T and Cu' are the total and labile copper concentrations
19
(mol L -1 ), respectively, L is the ligand concentration (mol L -1 ) and K' is the conditional 20 stability constant of the Cu-L complexes. K' is not a thermodynamic stability constant, but
21
depends on the composition of the medium. This K' is referred to labile copper 
5
Statistical analysis --The best-fit between any couple of variables (X, Y) was obtained 6 minimizing the function: 
14

Results
15
Onset, development and decay of the cultured S. costatum bloom -- Figure 1 
10
FDOM T reproduced the same temporal pattern than the DOC concentration (see Fig. 2a ). A 11 high correlation was observed between both variables, but even higher correlation was obtained when production rates between FDOM T and DOC were compared up to day 11 (see 
17
Evolving copper binding capacity of DOM produced by the culture ─ Figure 3a shows the 18 evolution of Cu titration plots in the culture over time. Some specific days were selected to
19
clearly show the shift in the plots to the right, due to the increase in Cu complexing capacity.
20
The complexation model previously described (eq. 1) accurately fitted the data, and r 2 was 21 between 0.997 and 0.9996, even when individual measurements and no mean values where 22 used for fitting purposes. Table 2 ). During the initial phase of the culture, dissolved free amino acids and small peptides directly exudated from phytoplankton made after day 6, humic substances contribution to the ligand concentrations started to be 
5
The K' values measured in our work corresponded to the lower range of the usual 6 stability constants for L 2 . This result is in concordance with the hypothesis of Croot et al. 
14
Ligand concentration in the culture showed a significant correlation with the DOC 15 concentration in the anabolic phase of the bloom (see Fig. 4a ). However, increasing 16 discrepancies were observed when the culture reached the stationary and decay phases.
Despite a clear decrease in DOC from day 5 to 8, ligand concentrations showed a significant 18 increase during the same period (compare Fig. 1b with Fig. 3b ). In the same way, it was 
21
Differences in the DOM composition were observed between the two phases of the culture (see Fig. 1c ), and these differences could be easily followed by spectrofluorimetric (Fig. 4b and   21 4c). FDOM T described better the ligand concentration during the anabolic phase, but the decrease in its concentration after day 5 was not followed by a decrease in ligand exuded by the algae) are dominant during the initial days of the culture, but after day 6, 2 humic substances has a relevant contribution to ligand concentration (see Table 2 ).
3
The increase in FDOM T suggests a significant release of amino acids, and some of 
